The lithium borate 2c (80.0 mg, 128 µmol) was dissolved in C 6 D 6 (0.6 mL) prior to dropwise addition of Me 3 SiCl (14.5 mg, 133 µmol). The reaction mixture was stirred at rt for 1 h, filtered and the volatiles removed in vacuo. The resulting pale yellow solid was recrystallized from pentane (0.2 mL) to yield 3c as a colorless crystalline solid (37.1 mg, 92.9 µmol, 73%). 
(CH)
,
[(cAAC Me -H)BH 2 (cAAC)] (4)
Compound 1 (100 mg, 334 µmol) und cAAC (95.4 mg, 334 µmol) were dissolved in CD 2 Cl 2 (0.6 mL) and stirred at room temperature for 24 h. The solution was cooled to -30 °C to obtain colorless crystals of 4 (184 mg, 314 µmol, 94% 
[(cAAC Me -H)BH 2 (pyr)] (5)
Compound 1 (150 mg, 501 µmol) was dissolved in pyridine (1.0 mL) and the reaction mixture stirred at rt for 24 h. After removal of volatiles in vacuo, the resulting pale yellow solid was redissolved in THF (2.0 mL) and cooled to -30 °C. Crystallization afforded 5 as a pale yellow crystalline solid (182 mg, 481 µmol, 96%). 
Crystallographic Details
Crystal data were collected on a Bruker X8-APEX II diffractometer with a CCD area detector and multi-layer mirror monochromated Mo Kα radiation or on a Bruker D8 Quest with a Photon100 detector. The structures were solved using direct methods, refined with the ShelX software package and expanded using Fourier techniques. 5 All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were assigned to idealized positions, with the exception of the boron-bound hydrides, which were all located in the difference Fourier map and freely refined. Figures of the crystallographically-determined solid-state structures of all compounds were made using Mercury freeware 6 in combination with PovRay.
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Refinement details for 3b: The asymmetric unit contains two distinct molecules of 3b. The second molecule, centered on B2, presents a twofold disorder in the cAAC backbone (C33 > C35, C37, C38) modelled in a 93:7 ratio. As a result, the ADPs of these atoms were restrained to be similar to C32 and C36 using SIMU 0.002 and the C36-C37B/C38B bond length was restrained to be similar to C36-C37A. To avoid H-H bumping into the PART -1, the distance between H41 and H34E was restrained to be greater than 2.2 Å.
Refinement details for 2c:
The structure contained three Li-bound THF molecules, two of which were twofold disordered in the carbon atoms in a ratio of 89:11 and 46:54, respectively, the third being threefold disordered in its carbon atoms in a 40:36:24 ratio. All THF atom ADPs were restrained using SIMU 0.005.
Refinement details for 4:
The asymmetric unit contains half a CH 2 Cl 2 molecule positioned on the inversion center. The Cl atoms were modelled with a 59:42 rotation disorder around the methylene carbon. The ADPs of the Cl atoms were restricted with EADP.
Crystal data for 1. Formula: C 20 H 34 BN, M r = 299.29, colorless block, 0.492 x 0.122 x 0.100 mm 3 , monoclinic space group P 2 1 /n, a = 9.4869 (7) 
